S3: X-ray Diffraction Data for Darwinolide
The X-ray diffraction data for darwinolide were measured on Bruker Smart Apex2 and for remaining crystals, on Bruker D8 Venture PHOTON 100 CMOS system equipped with a Cu K α INCOATEC ImuS micro-focus source (λ = 1.54178 Å). Indexing was performed using APEX2 1 (Difference Vectors method). 1 Data integration and reduction were performed using SaintPlus 6.01. 2 Absorption correction was performed by multi-scan method implemented in SADABS. 3 Space group was determined using XPREP implemented in APEX3 [1] . Structure was solved using SHELXS-97 (direct methods) and refined using SHELXL-2015 [4] [5] [6] (full-matrix least-squares on F 2 ) through OLEX2 interface program. 7 All non-hydrogen atoms were refined anisotropically. Hydrogen atoms of -CH, -CH 2 and -CH 3 groups were placed in geometrically calculated positions and were included in the refinement process using riding model with isotropic thermal parameters:
. Results of Bijvoet-Pair Analysis and Bayesian Statistics 8, 9 validating the absolute configuration assignment, are in Table 2 . Value of "P2" is a probability that the current model is correct assuming two possibilities only -one of the two possible enantiomers present. Crystal data and refinement conditions are shown in Table 1 . The asymmetric unit of darwinolide is shown in Figure 3 of the manuscript. 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 1.14 
